S-5
was followed using [RuHCl(CO)(HN(CH 2 CH 2 PPh 2 ) 2 )] (3.0 mg, 0.05 mmol, 1 mol%), KOH (4.1 mg, 0.075 mmol, 15 mol %), (R)-(+)-2-methyl-2propanesulfinamide (61 mg, 0.5 mmol, 1.0 equiv.) cyclohexanol (50 mg, 0.5 mmol, 1.0 equiv.) and toluene (1 mL). The reaction vessel was heated for 12 h in a silicone oil bath at 120 °C. The crude product was purified via flash chromatography with EtOAc in Hexanes (gradient from 0% to 100% EtOAc) to give a white solid (95.6 mg, 85% isolated yield, >95% ee. 1 
(R)-2-methyl-N-((R)-1-phenylethyl)propane-2-sulfinamide
(6b). The general procedure for Table  1 was followed using [RuHCl(CO)(HN(CH 2 CH 2 PPh 2 ) 2 )] (3.0 mg, 0.05 mmol, 1 mol%), KOH (4.1 mg, 0.075 mmol, 15 mol %), (R)-(+)-2-methyl-2-propanesulfinamide (61 mg, 0.5 mmol, 1.0 equiv.), sec-phenylethylalcohol (61 mg, 0.5 mmol, 1.0 equiv.) and toluene (1 mL).
S-6
The reaction vessel was heated for 7 h in a silicone oil bath at 120 °C. The crude product was purified via flash chromatography with EtOAc in Hexanes (gradient from 0% to 100% EtOAc) to give a colorless oil (95.6 mg, 85% isolated yield, >95:5 dr (R,R : R,S)). 1 
(R)-N-((R)-1-(3-chlorophenyl)ethyl)-2-methylpropane-2-sulfinamide
(6c). The general procedure for 
(R)-N-((R)-1-(4-bromophenyl)ethyl)-2-methylpropane-2-sulfinamide
(6d). The general procedure for Table 1 was followed using toluene (1 mL). The reaction vessel was heated for 12 h in a silicone oil bath at 120 °C. The crude product was purified via flash chromatography with EtOAc in Hexanes (gradient from 0% to 100% EtOAc) to give a tan oil (114.1 mg, 75% isolated yield, >95:5 dr (R,R : R,S)). 1 
(R)-N-((R)-1-(4-fluorophenyl)ethyl)-2-methylpropane-2-sulfinamide
(6e). The general procedure for Table 1 was followed using 
(R)-2-methyl-N-((R)-1-(4-(trifluoromethyl)phenyl)ethyl)propane-2-
sulfinamide (6f). The general procedure for 
(R)-N-((R)-1-(4-methoxyphenyl)ethyl)-2-methylpropane-2-
sulfinamide (6g). The general procedure for Table 1 ppm. 13 
(R)-2-methyl-N-((R)-1-(pyridin-3-yl)ethyl)propane-2-sulfinamide (6h).
The general procedure for Table 1 was followed using R)-2-methyl-N-((R)-1-(pyridin-2-yl)ethyl)propane-2-sulfinamide (6i) . The general procedure for Table  1 was followed using 
(R)-2-methyl-N-((R)-1-(pyridin-4-yl)ethyl)propane-2-sulfinamide (6j).
The general procedure for Table 1 was followed using R)-2-methyl-N-((R)-1-(naphthalen-2-yl) N-((R)-4-phenylbutan-2-yl)propane-2-sulfinamide (6l) .
The general procedure for Table 1 was followed using [RuHCl(CO)(HN(CH 2 CH 2 PPh 2 ) 2 )] (3.0 mg, 0.05 mmol, 1 mol%), KOH N-((R)-hexan-2-yl)-2-methylpropane-2-sulfinamide (6m) . The general procedure for Table 1 N-((R)-1,2,3,4-tetrahydronaphthalen-1-yl) propane-2sulfinamide (6o). The general procedure for Table 1 was followed using product was purified via flash chromatography with EtOAc in Hexanes (gradient from 0% to 100% EtOAc) to give a brown oil (43.9 mg, 36% isolated yield, >95:5 dr (R,R : R,S)). 1 N-((R)-1-phenylpropyl)propane-2-sulfinamide (6p) . The general procedure for Table  1 was followed using The reaction vessel was heated for 12 h in a silicone oil bath at 120 °C. The crude product was purified via flash chromatography with EtOAc in Hexanes (gradient from 0% to 100% EtOAc) to give a colorless oil (38.4 mg, 32% isolated yield, >95:5 dr (R,R : R,S)). 1 
(R)-2-methyl-N-((R)-3-methylbutan-2-yl)propane-2-sulfinamide (6n

(R)-2-methyl-
